A versatile method for the synthesis of 5'-deoxy-8,5'-cycloadenosine, a conformationally-fixed "anti" type of adenosine, was presented.
INTRODUCTION
In recent years several cyclonucleosides bearing a carbon-carbon linkage between the sugar and the aglycon moieties have been prepared and utilized as the conformationally-fixed analogs of nucleosides and nucleotides. The first carbon bridged cyclonucleoside was reported by Hogenkamp and Johnson and co-workers3 in the anaerobic photolysis of 5'-deoxyadenosylcobalamin affording 5'-deoxy-8,5'-cycloadenosine. By the similar procedure 5'-deoxy-8,5'-cycloinosine was prepared . Photolysis of 2',3'-0-isopropylidene-5'-deoxyuridinylcobalamin afforded the 6,5'-cyclo-5,6-dihydrouridine derivative4. r-Irradiation of adenosine 5'-phosphate was reported to yield a 5 0 small amount of 8,5'-cycloadenosine 5'-phosphate . Treatment of 2',,3'-0-isopropylideneadenosine-5'-carboxylic acid with methyllithium gave the 8,5'-cyclo-5'-ketoadenosine derivative in low yield, which was converted to the diastereomeric mixture of 2',3'-0-isopropylidene-8,5'-cycloadenosine6 A 2,2'-methylene-cyclopyrimidine nucleoside7 and 6,5'(S)-cyclo-5-hydroxyuridine8 are the C-cyclopyrimidine nucleosides prepared so far. We have encountered, during the photochemical investigation of sulfur-containing nucleosides, an interesting cyclization reaction leading to give 5'-deoxy- 9 8,5'-cyclopurine nucleosides as will be described 3349 C> Information Retrieval Limited 1 Falconberg Court London W1 V 5FG England RESULTS A solution of 2',3'-O-isopropylidene-5'-deoxy-5'-phenylthioadenosine( Ia) 0 and trimethyl phosphite in acetonitrile was irradiated with 60W lowpressure Hg vapor lamp for 1.5 hours. A survey of the reaction mixture with a thin-layer chromatography(silica gel; CHCl3-EtOH, 10:1) showed that the reaction proceeded almost completely to leave a new product(Rf 0.51) and the spots of the starting material(Rf 0.70) or minor products were found to be practically negligible. After evaporation of the solvent the product was obtained as hygroscopic crystals from hot ethanol in 66Z yield. The structure of the product was assigned as 2',3'-O-isopropylidene-5'-deoxy-8,5'-cycloadenosine(II) from the following evidence . The ultraviolet absorption 11 (UV) spectra of II were closely similar to those of 8-alkyladenines . The mass spectra of II showed a peak of the molecular ion at m/e 289(relative intensity 36%). Proton magnetic resonance(pmr) spectra showed that the C-8 Studies of the course of this photocyclization reaction were performed in some extent. The omission of trimethyl phosphite in this reaction resulted in a decrease of the yield of II Some comments are to be made on the mass spectrum of III (Fig. 2) . Law and Wood have already reported13 the mass fragmentation pattern of III prepared by the photolysis of 5'-deoxyadenosylcobalamin. In its spectrum the mass number of 135(adenine ) was the base peak and the mass number of 108 was reported to be derived from the former. In our spectrum these two fragment peaks were missing, instead, mass number of 149(8-methyladenine ) was the base peak. Since 
EXPERIMENTAL
The UV spectra were recorded on a Shimazu UV-300 recording spectrophotometer. Pmr spectra were taken on a Hitachi H-60 spectrometer using tetramethylsilane as an internal standard. Mass spectra were recorded on a Hitachi RMU-6E mass spectrometer. CD spectra were measured on a JASCO J-40 spectropolarimeter with 8 times accumulations. The photo-reactions were carried out with apparatus of Eikosha PIL-60 low-pressure Hg vapor lamp or Ushio UM-102 100W high-pressure Hg vapor lamp(quartz filter).
2',3'-O-Isopropylidene-5'-deoxy-8.5'-cycloadenosine(II)----a). 2',3'-O--deoy-5'-penylhiodensin10
Isopropylidene-5'-deoxy-5'-phenylthioadenosine. (Ia, 340mg) and trimethyl phosphite(l ml) were dissolved in 300ml of acetonitrile and argon gas was bubbled through the solution for 30min. This was irradiated with a 60W lowpressure Hg lamp for 90min under argon bubbling. Thin layer chromatography of the reaction mixture(silica gel, CHCl3-EtOH, 10 
